2PMe 3 , both isomers). 31 
P{
1 H} NMR (121.5 MHz; C 6 D 6 ; δ, ppm): -0.1 (bs, 2PMe 3 ).
31
P NMR (121.5 MHz; C 6 D 6 ; δ, ppm): -0.2 (bs, PMe 3 , both isomers).
Preparation of (ArN)Mo(Cl)(N=CHPh)(PMe 3 ) 2 (3)
PhCN (36.0 μl, 0.352 mmol) was added in one portion at room temperature to a solution of (ArN)Mo(H)(Cl)(PMe 3 ) 3 (1) (188.9 mg, 0.352 mmol) in 15 ml of toluene. The mixture was stirred at room temperature for 50 min. All volatiles were pumped off, and the residue was extracted with 30 ml of diethyl ether. Et 2 O solution was concentrated to 10 ml and left at -80 °C for a week to give a yellow powder of (ArN)Mo(Cl)(N=CHPh)(PMe 3 ) 2 (3), which was filtered off and dried in vacuum. Yield:
125.0 mg, 63 %. 1 (2) was generated in an NMR tube in 0.6 ml of C 6 D 6 from (ArN)Mo(H)(Cl)(PMe 3 ) 3 (1) (10.4 mg, 0.02 mmol) and acetonitrile (1.1 μl, 0.02 mmol) (see procedure above). All volatiles were pumped off and the residue was dried in vacuum and redissovled in 0.6 ml of C 6 D 6 . Benzonitrile (10.0 μl, 0.098 mmol) was added in one portion to solution. The reaction mixture was left at room temperature for 24 h.
NMR analysis showed full conversion of 2, evolution of one equivalent of CH 3 CN, and formation of (ArN)Mo(Cl)(N=CHPh)(PMe 3 ) 2 (3). 
NMR scale reaction of (ArN)Mo(H)(Cl)(PMe 3 ) 3 (1) with HBCat
HBCat (3.9 μL; 0.037 mmol) was added in one portion to a frozen in liq. N 2 solution of 
General procedure for catalytic hydroboration reactions
All reactions were carried out under nitrogen atmosphere. A solution of HBCat (25 μl) organic substrate (or mixture of substrates) in a 1:1 mol ratio and tetramethylsilane (5 mol %) in 0.6 ml of C 6 D 6 was added in one portion at room temperature to solid (ArN)Mo(H)(Cl)(PMe 3 ) 3 (1) (5 mol %). The mixture was immediately transferred to an NMR tube and left at room temperature for 5 min. After that the reaction was monitored by NMR spectroscopy. Conversion of organic substrates and yields were determined by 1 H NMR by using tetramethylsilane as a standard. All hydroboration products were characterized without isolation. Characteristic NMR signals of new hydroboration products are presented below. 1.809(6) P2-C25
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